General : All reactions were carried out in flame-dried glassware under Ar. All solvents were purified by distillation over the drying agents indicated and were transferred under Ar. 
, 681 cm −1 ; elemental analysis calcd (%) for C 21 H 18 BF 4 NS: C 62. 55, H 4.50, N 3.47; found: C 62.40, H 4 . (49 mg, 0.1 mmol) in THF (2 mL) at −78 °C. After stirring for 1 h, the mixture was slowly warmed to ambient temperature and stirring continued for 3 h. The solvents were evaporated and the residue purified by flash chromatography (2 % MeOH in CH 2 Cl 2 ) to afford complex 3 as a yellow solid (20.2 mg, 18 %). M.p. = 166-167 °C (decomp.).
1
H NMR (400 MHz, CD 2 Cl 2 ): δ = 7.71 (d, J = 8.1 Hz, 2H), 7.59-7.47 (m, 5H), 7.39-7.32 (m, 3H), 7.09 (d, J = 8.0 Hz, 1H), 6.86 (t, J = 6.9 Hz, 1H), 6.65 (t, J = 6.8 Hz, 1H), 6.56 (d, J = 7.4 Hz, 1H), 4.83 (bs, 2H), 4.15 (s, 3H), 3.21 (bs, 1H), 2.86 (bs, 1H), 2.43-2.17 (m, 3H), 2.03-1.90 (m, 1H), 1.85-1.72 (m, 3H), 1.70-1.56 ppm (m, 1H); 13 C NMR (100 MHz, CD 2 Cl 2 ): δ = 144. 2, 133.2, 132.2, 131.4, 130.7, 130.6, 130.2, 129.6, 128.1, 120.7, 115.3, 109.8, 98.6 (d, J = 6.3 Hz) , 98.3 (d, J = 6.2 Hz), 69.7 (d, J = 15.2 Hz), 67.0 (d, J = 14.8 Hz), 37.3, 33.8, 33.6, 29.7 ppm; MS (EI) : m/z (%): 454 (M + -cod). IR (n at): υ = 3456, 2970, 1738, 1442, 1366, 1270, 1229, 1216, 1064, 977, 750, 689 Compound 4: CO was bubbled for 5 min through a solution of compound 3 (56 mg, 0.1 mmol) in THF (2 mL). The solvents were then removed, and the remaining solid was washed with pentane and dried to give complex 4 as a yellow solid (26.5 mg, 52 %). 3-Dimethylamino-N,N-dimethyl-2-triphenylphosphoniopropeniminium tetrafluoroborate (9): 2-(Dimethylaminovinyl)-triphenylphosphonium bromide 8 (2.06 g, 5 mmol) [1] was added in small portions to a solution of phosphoryl chloride (2.30 g, 15 mmol) in DMF (3.65 g, 50 mmol). After stirring for 30 min at ambient temperature, the mixture was heated to 70 °C for 2 h. For work up, the mixture was allowed to cool to ambient temperature before it was poured into a chilled saturated aqueous solution of sodium tetrafluoroborate, causing the desired product 9 to precipitate as a light brown crystalline solid (2.27 g, 81 % Compound 11a: Phenylhydrazine (108 mg, 1 mmol) was added to a solution of 3-dimethylamino-N,N-dimethyl-2-triphenylphosphoniopropeniminium tetrafluoroborate 9 (562 mg, 1 mmol) in MeCN (10 mL) and the resulting mixture was heated for 1 h in a sealed tube at 180 °C in a microwave oven. After reaching ambient temperature, the solvents were evaporated and the remaining oil purified by flash chromatography (MeOH:CH 2 Cl 2 , 1:10) to afford the desired product 11a as a white solid ( Compound 11b: Methylhydrazine (47 mg, 1 mmol) was added to a solution of 3-dimethylamino-N,N-dimethyl-2-triphenylphosphoniopropeniminium tetrafluoroborate 9 (562 mg, 1 mmol) in MeCN (10 mL) and the resulting mixture stirred at reflux temperature overnight. After reaching ambient temperature, the solvents were evaporated and the remaining oil purified by flash chromatography (MeOH:CH 2 Cl 2 , 1:10) to afford product 11b as a white solid (292 mg, 68 % H 5.50, N 14.33; found: C 36.98, H 5.64, N 14.21 . 140.7, 138.9, 130.1, 129.5, 127.7, 122.9, 119.4, 103.6, 35.5 ppm; IR (neat): υ = 3146, 1611 IR (neat): υ = 3146, , 1595 IR (neat): υ = 3146, , 1524 IR (neat): υ = 3146, , 1508 IR (neat): υ = 3146, , 1254 IR (neat): υ = 3146, , 1049 IR (neat): υ = 3146, , 1029 2, 145.1, 141.8, 139.1, 128.2, 126.4, 125.3, 122.0, 101.6, 36.8 154.7, 153.7, 146.5, 142.7, 142.2, 142.1, 122.9 (2C), 121.6, 111.8, 106.3, 101.4, 36.3 (2C) , 27.6, 26.8; IR (n at): 
